Synthesis of HMQ-TMS
A. Synthesis by metathesis reaction 2-(4-Hydroxy-3-methoxystyryl)-1-methylquinolinium iodide (HMQ-I) (0.80 g, 1.92 mmol) was dissolved in methanol (650 mL). Silver(I) 2,4,6-trimethylbenzenesulfonate (0.59 g, 1.92 mmol, 1 equiv.) was dissolved in methanol (50 mL) and dropwised into the solution of HMQ-I. The precipitated AgI with white color was filtered off. The filtered solution was slightly evaporated and cooled down in freezer. Brown powder was then obtained. 
Quantum mechanical calculations
To investigate the macroscopic optical nonlinearities of HMQ-TMS crystals, we performed quantum mechanical calculation using finite field (FF) density functional theory (DFT) with B3LYP/6-311+G* considering molecular confirmation and molecular ordering of HMQ cations in the crystal structure. The molecular conformation of HMQ-TMS(EXP) cation was obtained from the crystal structure of HMQ-TMS. Table S1 . 
